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TEXT: The interaction of triethylaluminum with hydrogen on Ziegler type — 
heterogenic complex catalyste/mas studied. In the gaseous phase of the reac. 
tion ethane is accumulated h the simultaneous formation of diethylaluminum 
hydride. A connection is shown for interaction of triethylaluminum and hydrogen 
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TEXT: The kinetics of the thermal decomposition of I were studied 
in the range 50 - 85°C, in iso-propanol, cyclohexane, benzene and 
CCl, finding that the reactions were of ist order; the rate was 
fastest in the pr approximately equal in the other 


solvents tested. tivation energies were. 30.2. (iso- : 
PrOH), 24.5 (cye ) and 23.4 kcal/mole (cCl,)- The decon- 


position products were CO5s CH,OH, 6-caprolactone, n-caproic acid, 


6-hydroxycaproic acid, and a cyclic cyclohexyl diperoxide. Some jn- | 
‘teraction with the solvent was observed, obtaining acetone in iso- 


.PrOH, cyclohexene in Ce and nexachloroethane in CCl, and CHCL 
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of 2CHs oo radicals(which ™ @ to CH, O- and C0, in which 


then (a) setae to give ax <BVV) and (b) gives rise to 


a new radical O= 8 een (III). The radical III decomposes in 


turn to 4 (IV) and a lactone 0-¢(CH,),GHy (VI), and IV dimerizes 


to V or goes over to VI. The effects of solvents are discussed. 
There are 5 figures and 4 tables. 
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mercury. Dokl. AN SSSR 151 no.621326-1328 Ag '63. (MIRA 16:10) 


1. Nauchno~-issledovatel'skly institut khimii pri Gor 'kovskom 
gosudarstvennoin universitete im. N.I.Lobachevskogo. 2. Chlen- 
korrespondent AN SSSR (for Razuvayev) - 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 


CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001444' 


ae is eee SFE Se PIES PES a a mE SS sec FEE GAS TERRE ak ROMEO TEN BV BF OTD BO See EP OS MS SU SE EE ut OE RO OO a Ewe TERS 
rs POERD Cr yp Bete ee : ee = i —— 


MINSKER, K.S.; GRAYEVSKIY, A.1.; RAZUVAYEV, G.A. 


Polymerization of methyl methacrylate in the presence of organo— 
aluminum compounds. Izv.AN SSSR.Ser,khim, no.8:1483-1487 Ag 
'63. (MIRA 16:9) 


(Methacrylic acid) (Polymerization) 
(Aluminum organic compounds) 


pe Benge pee 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


APPRONED. FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86- iulaneaeiaes 


iS EB Te RSE BRB DRI EES EMT 


RAZUVAYEV, GoHe; CALIULINA, Rw. PELUKHUV, G.G.; LIKHOVIDOVA, N.V. 


Oxidation of diphenylzinc and dipkenylmagnesium. Zhur.ob. 
khim. 33 no.10:3358-3360 0 '63. (MIRA 16:11) 


Sa TREATE Pe? ee ee eee So Te a re a te ee ee 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: ee a pa ot, Z000: sities aed ssbadad naiebanass gba 


TEI TL eg PSD SR PD SATE Te oe re ee era 


RAZUVAYEV, G.A.; YEGOROCHKIN, A.N.; ETLIS, V.S.; SINEOKOV, A.P. 


Study of the reaction of methyl isothiocyanate with ethylene oxide 
by the proton magnetic resonance method. Izv.AN SSSR.Ser.khim. 
no.821518-1521 Ag '63. (MIRA 16:9) 


1. Nauchno~issledovatel'skiy institut khimii pri Gor'kovskom 
gosudarstvennom universitete im. Lobachevskogo. 
(Isothiocyanates) (Ethylene oxide) (Spectrum analysis) 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 


CIA-RDP86-00513R001444' 


STOR STS ER EES 


a 


RAZUVAYEV, G.A.j GRAYEVSKIY, A.I.; MINSKER, K.S.; BELOVA, M.D. 


- Oxidation of aluminum alkyls. Dokl. AN SSSR 152 no.1:114-116 
S 163 (MIRA 16:9) 


1, Ghlen-korrespondent AN SSSR (for Razuvayev). 
(Aluminum organic compounds) (Oxidation) 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 


CIA-RDP86-00513R001444' 


SST ABE Heat 


SEMIS RAST OUE 


A aS 


RAZUVAYEV, G.A.3; PETUKHOV, G.G.; KAPLI', Yu.A.; DRUZHKOV, 0.N, 


Reactions of organomercury and organolead compounds studied by the 
isotopic and mass-spectrometric method. Dokl. AN SSSR 152 no.5: 
1122-1125 0 '63. (MIRA 16:12) 


1. Chien-korrespondent AN SSSR (for Razuvayev). 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001444' 


FE SEI ce gtatan gig BASE Set fo Ea cree ee a erratic Bl Sewers newrmecnig peng 


-RAZOVAYEV, G.A.; MINSKER, K.S.; FEDOSEYEVA, G.T.; SHTARKMAN, B.P. 


Heterogeneous catalytic polymertzation of ethylene in the presence of 


the metal - metal chloride system. Vosokom.soed, 5 no.921371-1375 S$ 
163, (MIRA 17:1) 


1. Nauchnd-issledovatel'skiy institut khimii pri Gor'kovskom gosudarst— 
vennom universitete. 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


7 DEPROVED FOR RETEASE: ieeggeilihe cue 01, 2000 CIA-RDP86-00513R001444' 


Bees ES Se Ae SSL SSE Pree Ma Be ON A at MEY Pe al a SoA AUPE Ne Bd 


RAZUVAYEV, G.A.; PETUKHOV, G.G.; KUDRYAVISEV, L.F.; SHUBENKO, M.A. 


Reaction of diphenylmercury with toluene, Zhur. ob. khim, 37 
no.8:2764-2766 Ag '63. (MIRA 16:11) 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001444, 


Eaaiiei sake sam cpap ee HE RSE Para TAS ieee reteset ISTE ERS NL EO ES ela SY 


RAZUVAYEY,, G.A.; BABINOVA, L.M. 


Preparation and certain Zpeapanties of the complex formed by 
methyl titanium trichloride and tetrahydrofuran, Dokl, AN 
SSSR 152 no,684363-1364 0 '63. (MIRA 16:11) 


1. Chlen-korrespondent AN SSSR (for Razuvayev). 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001444' 


ASRS SSR ES CR SOA ESS 


Be ERS IER) EE SEAS TES I Ee eases Bene aNd SB Oe Si eee, 


MINSKER, K.S.3 PEDOSEYEVA, G.T.; RAZUVAYEV, G.A. 


Role of the heterogeneous component in stereospecific polymeriza-_ 
tion taking place in the presence of Ziegler-Natta catalysts. 
Vysokom.soed. 5 no.58655-658 My '636 (MIRA 17:3) 


1. Nauchno-issledovatel'skiy institut khimii pri Gor'kovskom gosu- 
darstvennom universitete. 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


= eee eee Tuesday, August 01, 2000 


ACCESSION NR: AT4020699 


AUTHOR: Minsker, 
G. A. 


TITLE: Crystalline polyvinyl bromide 


_ SOURCE: Karbotsepny*ye vy*sokomolekulyarny*ye soyedineniya 


CIA-RDP86-00513R001444' 


Polsne sd 


§/0000/63/000/000/0045/0047 


K. S.; Kronman, A, G. ; Sangalov, Yu. A.; Bort, D. N.; Razuvayev, 


(Carbon-chain macro~ 


- molecular compounds); sbornik statey. Moscow, Izd-vo AN SSSR, 1963, 45-47 
a * 


“~-pIC TAGS: polymerization, 
: polymerization, polyvinyl chloride, 


‘ ghlorethane. 


dehyde solution are given, 
obtained at a molar ratio of monomer to aldehyde = 1:1. 
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The absolute viscosity of highly crystalline polyvinyl chloride obtained under 

| the same conditions was 0. 939 cp. X-ray patterns of annealed unoriented polyvinyl bromide 
films obtained by block polymerization and by the polymerization of the monomer in a butyral- 
The maximum degree of crystallinity of polyvinyl bromide was 
Addition of water and alcohols to - 
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Initiation of low temperature polymerization of vinyl chloride 
by triethylaluminum aided by the cocatalytic action of oxygen. 
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TITLE: Reactions of peroxide compounds with ethyl derivatives of tin, silicon, 
and mercury . 


SOURCE: Soveshchaniye po khimii perekisny*kh soyedinenly. Second, ‘Moscow, 1961. 
Khimiya perekisny™kh soyedineniy (chemistry of peroxide compounds) ; Doklady* 
soveshchaniy. Moscow, Izd-vo AN SSSR, 1963, 283-290 


TOPIC TAGS: peroxide compound, tin, silicon, mercury, ethyl derivative, organic 
compound, hydrogen, oxygen, silicon silicon bond, silicon carbon bond => 


ABSTRACT: The investigation of processes which occur in the reaction of organic 
derivative elements of the IV group with peroxides in the absence of oxygen has 
shown that their character is determined to a considerable degree by the nature of: 
the central atom of the element-organic compound. It is assumed that radicals ob- 
tained in the homologous decay of peroxides detach hydrogen) from the Q-carbon atom 
in tetraethylsilicon and hexaethyldisilane. The silicon silicon bond, as well as 
the silicon carbon bond, are found to be resistant to homologous disintegration. 

Te is shown in a table that during the reaction of tetraethylsilicon and hexaethyl- 
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i.  disilane with peroxide compounds the nature of the latter does not influence the 
structure of silicon containing products. This certifies the free radical mechanism 
of the reactions. Peroxide reactions with diethyl-mercury are characterized by the 
slight precipitation of metallic mercury, the insignificant. precipitation of carbon 
dioxide, and the formation of isomer ethylbenzoin acids during the reaction. In the 
investigation of reactions of element-organic compounds with peroxides, one has to 
deal with the diversity free radical, as well as processes occurring in the reaction 
complexes. It seems that the investigation in this region in the future can render 
valuable material in the study of the mechanisms of chemical processes. Orig. art. 
has: 31 formulas and 2 tables. 
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Preparation and polarographic behavior of derivatives of 
bis-ettiylbenzenechromium, Zhur, ob. khim. fe no,1: a 
163. (MIRA 16:1 
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AUTHORS: eh Vyazankin, NoSey Razuvayev, GA and a 
- . + 4 -Dlyachkovskaya, 0.5. Ra ; 
TITLES The reaction of tetraethyleilane and its analogs. 
with alkyl halides Cee 


PERIODICAL: ~ Zhurnal obshchey khimii, ve 33, no. 2) 1963) 
613 - 617 Ket eu, 


i TEXT: Compounds Bt,M (M = Si, Ge, Sn) were treated, 
' dropwise, with equinolar proportions of iso-PrX (X = Cl, Br), in 
the presence of anh. AlClz, at room temperature, over 3-4 hours. |: 
Exothermic reactions took place. The products consisted of EtsMX =. --- 
in high yields; and smaller amounts of iso-pentane, ethane, ornglenes: 
propane, propylene, and butane. The formarion of hydrocarbons is 0° 
ascribed to the, combination of alkyl residues (iso-pentane) and. 
Hetransfer from the Et group of the organoelemental compound to 
the iso-propyl radical of. the alkyl halide (ethylene and propane). - 
Hexaethyldisilane was similarly treated dropwise with iso-PrBr, over 7 
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ASSOCIATION: : - Gor'kovskiy gosudarstvennyy universitet imeni ae 
ee : _ NeI. Lobachevskogo . (Gor'kiy State University 
- dmenid N.I. Lobachevskiy) ae eee Be ie eee 
SUBMITTED; © March 28, 1962” : 


Card 2/27 


. S/or9/6 3/033/002/006/009 . 
The reaction of ... D204 /D307 5 ane . » 


’ anh. AlClz, at room temperature, and the mixture was boiled over 3... 
hours. The products contained pentaethylbromodisilane (PEBD), ethane, | 
ethylene, and propane, the yield of PEBD being 72.2 %. The latter. 
product was converted to decaethyltetradisilane by the reaction with : 
metallic molten Na, under purified No, over 10-12 hrs. ‘There is 1.) 
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Thermal decomposition of benzoyl peroxide in phenylcyclohexane. 
Zhur.ob.khim, 33 no.2:673=676 F '63. (MIRA 16:2) 
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ACCESS ION NR: AT4028340 5/0000 /63/000/000/0198/0206 
AUTHOR: RazuvayeV> G. A. 
TITLE: Basic directions in research of organic peroxide compounds 


SOURCE: Soveshchaniye po khimil perekisny*&kh soyedinenty. Second, Moscow, 1961. 
Khimiya perekisny*kh soyedinenly (chemistry of peroxide compounds) ; Doklady* 
soveshchanly. Moscow, Izd-vo AN SSSR, 1963, 198-206 ‘ 


TOPIC TAGS: organic peroxide, peroxide, polymerization, self-oxidation, thermal 
decay, polarographic analysis, penzoil, hydrogen peroxide 
’ 
In the process of thermal decay of many free radicals, poth of 
arbon types, are formed. Since th eroxide to heat~ 
y wide limits, the latter may adicals 
perature range. Another metho i ganic . 
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nitrobenzene eight times faster than in benzoil. The detay velocity increases with 
the presence of acids and thionyl chloride. A aumber of different types of synthe- 
ses are listed for the practical use of peroxides for synthetic purposes. Peroxides 
syntheses can be even more diversified by introducing thé addition of metal salts 
into the reaction mixture. Such additions cause changes in the composition of the 
reaction products. The cause of such changes is the formation of a radical complex 
with an ion o£ copper, which is less capable of reaction than the free radical itself 
and therefore reacts more selectively. Orig. art. has: 1 table. 
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AUTHOR: Razuvayev, G. A. 


Basic directions in research of organic peroxide compounds 


SOURCE: Soveshchanlye po khimii perekisny*kh soyedinenly. Second, Moscow, 1961. 
Khimiya perekisny*ch soyedineniy (chemistry of peroxide compounds); Doklady* 
soveshchaniy. Moscow, Izd-vo AN SSSR, 1963, 198-206 A 


TOPIC TAGS: organic peroxide, peroxide, polymerization, self-oxidation, thermal 
decay, polarographic analysis, benzoil, hydrogen peroxide 

’ 
ABSTRACT: In the process of thermal decay of many peroxides, free radicals, both of 
the oxygen and carbon types, are formed. Since the resistance of peroxide to heat~' 
ing varies within very wide limits, the latter may serve as a source of radicals 
within the corresponding temperature range. Another method of synthesizing organic . 
peroxide is the reaction of different types of organic derivatives with hydrogen 
peroxide, alkali metal peroxides or organic hydroperoxides. The introduction of 
groups with different polarity into the benzene rings of benzoil peroxide leads to 
a still greater effect on the polarity of the solvent by the speed of the process 
and its character. The asymmetric peroxide of n-metoxy-n=nitrobenzoil decays in 
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nitrobenzene eight times faster than in ben:.oil. The detay velocity increases with 
the presence of acids and thionyl chloride. A number of different types of synthe=- 
ses are listed for the practical use of peroxides for syathetic purposes. Peroxides 
syntheses can be even more diversified by introducing the kddition of metal salts 
into the reaction mixture. Such additions cause changes in the composition of the 
reaction products. The cause of such changes is the formation of a radical complex 
with an ion of copper, which is less capable of reaction than the free radical itself 
and, therefore reacts more selectively. Orig. art. has: 1 table. 
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RAZUVAYEV, GoA.; ZATEYEV, BG. 
Autoxidation of phenylcyclohexens. Zhur.ob.khim. 53 
n0.3:851-853 Mr '63. (MIRA 16:3) 
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VYAZANKIN, N.S.; RAZUVAYEV, G.A.; KORNEVA, S.P. 


Reducing properties of triethyl tin nydride. Zhur.ob.khin. 
33 no.3:1041-1042 Mr '63. (MIRA 16:3) 
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RAZUVAYEV, G.A.; BILIS, V.S.; GROBOV, L.N. 


Reaction of some oxides and thiooxides of alkenes with hydrogen 
sulfide. Zhur.ob.khim, 33 no.4:1366-1369 Ap 163, (MIRA 16:5) 
(Olefins ) (Oxides) . (Hydrogen sulfide) 
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Syntheses with the aid of free hydroxyl radicals. Part 4: Reaction 
of methyl ester of nebutyric acid and ethyl ester of propionic acid 
th Fenton reagent. Zhur.cb.knim. 33 no.0: 2021~2027 Je '63. 
= u (MIRA 16:7) 


(Butyric acid) (Propionic acid} (Hydroxyl group) 
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Thermochemistry of tetraethyl germanium ... B117/B186 


The following averaged values were found: 
Gee one [ica 5)4ce} = 1515-64145 koal/mole 


— |(cot),¢¢ - Ge(c,H,). | = 2321. 022. O kcal/mole. - 
Irs 
ae 


Standard enthalpies. of formation, evaporation and atomization for the | ; 
- liquid and gaseous phase of the compounds studied were calculated from the otk 
“combustion and evaporation enthabpies of the liquids studied. and from data ~ 
“published on the formation enthalpy. of the Gonbuss ion products; 7 

Sirs 
‘Gas 
i 


; ; its Orme te. evePe 
Sabebenge eae liqui. — an a 
; ee = 2 : “tale +,. F : ai nate, 
50-371.5 10.1603 gov atan8. Bb42tS. 
(aH, ),Ge- -Ge(o,H i5)5 92+ 972.0 14.980.5, = TB.072.5 : 3875=10 | 
i From “the atomigation enthalpy and mea e . 
bonde the averaged values of Bend: ‘energy. of. Ge-C- in ‘BeGe were found to 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 (CTIA-RDP86- 00513R001444) 


San 9 oc 


at eee ee et ere See ee Poe ee ee He tin cr eae one 


/ncoey/ws/oocfosfaee 


' Thermochemistry of tetraethyl germanium ee B117/B 


be 58.9*1.5 keal (error 1 kcal), and of Ge-Ge in Et,Ge, to be 62t5kcal | 


(error 2 kcal). .In this calculation, the mean bond energy of Ge-C were 
_taken to be equal in both compounds. The values.found for the mean bond 


'. energy of the Ge-C bond. indicate that the primary state which iimites ‘the 


J, Ge(C, 


-rate of, the process should be considered the reaction sae 
He), > e(C, He) 5 + C,H, and not the decomposit ion to Ge and 40985 as| 


: atated by R. Le Geddes and B. Mack (Jr.y Jo Am Chem. Soc., 53s 4372 - 
(1930). There are 1 figure and 4 table. Fe 


* ASSOCIATION: ‘Institut khimii- pri Gor!fovskom gosudarstvennom 

te '-universitete im. N. I. Lobachevskogo : 
" (Institute of Chemistry ‘at: the cated State Dp veretiye 
_ imeni N. I. beuecnersi 37) 


Bo November. ‘15, 1962. 
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MINSKER, K.S.; FEDOSEYEVA, G.T.; VOROB'YEVA, N.A.; RAZUVAYEV, G.A. 


Polymerization of ethylene on a chlorinated mixture of titanium 
and aluminum. Dokl. AN SSSR 149 no.6:1351-1353 Ap '63. 
(MIRA 16:7) 
1. Chlen-korrespondent AN SSSR (for Razuvayev). 
(Ethylene polymers) (Catalysts) 
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Reactions of methyl titanium trichloride with metallic 
mercury and mercuric chloride. Dokl. AN SSSR 150 no.2: 


325-327 My '63. (MIRA 16:5) 
1. Chlen-korrespondent AN SSsR (for Razuvayev). 
(Titanium compounds) (Mercury chlorides) 
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AUTHOR: Razuv. G. A, (Corr, member AN SSSR); Latyayeva, V. N.;_ bbb 
Maly *shevesche Foe RT ipa yakove, G. A. 


TITLE: New phenyl derivatives of Ti | 
SOURCE: AN SSSR, Doklady, v. 150, no. 3, 1963, 566«569 
TOPIC TAGS: phenyl derivatives of Ti, PhTiCl sub 3 and Ph sub 2 Ti formation, 


decomposition of PhTiCl sub 3, decompesition of Ph sub 4 Ti, thermal stability 
of Ph sub 2 TL ; 


ABSTRACT; Phenyl derivatives of Ti have been synthesized for the first time 


by maintaining the reaction showm in formule (1) of Enclosure at approximately 
90C. Of the Ti derivatives, only Ph sub 2 Ti, the first covalent metalloorganic 
compound of divalent Ti, vas isolsted in pure form. ‘he formation of PhTiCl 

sub 3 (I) was confirmed by the following reactions: 1) the reaction shown 

in formula (2) of Encloswre; 2) devamposition of I to form ‘diphenyl fand 

TiCl sub 3; and 3) decomposition of I in C sub 14—tagged benzene to diphenyl 


Card = 1/, 22 


wet ereriepeype re rcrery 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R0014445 


"APPROVED FOR RELEASE: Tuesday, August 01, 2000 CIA-RDP86-00513R001444' 


“4 


L 1028563 
ACCESSION NR: AP3000751 : O 


containing no C sup 14. ‘The formation of diphenyl prompted the study of 

reactions of TiCl sub 4 with varying smounts of Ph sub 2 Hg or PhLi in 
tetrahydrofuran. Better results were obtained with PhLi. An intense black wal 
discoloration was observed at room temperature when the TiCl sub 4/FhLi ratio URE 
was 4/1, At ~70C thermally unstable orange-red crystals were formed. ‘The se 
assumption that the latter were Ph sub 4 M (II) which could not be isolated See 
was confirmed by reaction with HgCl sub 2 as shown in formula (3) of Enclosure. 

In. the formation of II, a black substance was isolated which, after 

recrystallization in saturated hydrocarbons (nenonane), formed:a black | 

crystalline compound which ignites spontaneously in air. The compound 

proved to be diphenyl titanium (III) formed by the decomposition of II as 

shown in formula (4) of Enclosure. Compound III is stable but extremely ee 
O sub 2=sensitive and decomposes slowly in a sealed ampoule at 200C into ee 
diphenyl and metallic titanium mirror. The composition of III was confirmed Pas 
by chemical analysis and by its reactions. Whether the structure of III is 

monomeric or polymeric was not determined. Orig. art. has: 6 formulas. 
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ACCESSION NR: AP3006592 3/0020/63/151/006/1326/1328 13 


AUTHORS: Vyazankin, Ne 5.3 Mem., AS, SSSR, Razivayev, G. Ae; Gladyitshev, Yee Ne 


TITLE: Bis~(Triethylgermyl)-Mercury, tne first organogermanium compound of mercury, 
ethane ‘] ee eee 
SOURCE: AN SSSR. Doklady#, ve 151, no. 6, 1963, 1326-1328 


TOPIC TAGS: benzene peroxide, germanium, mercury, organogermanium compound, 
bromobenzol 


ABSTRACT: Authors formed bis-(triethylgermyl)-—mercury and ethane with a yield of 
64.5 and 96.8%, resvectively, by reacting diethyl mercury with triethyl 
germanium in a molal ratio of 1:2 in the absence of air at 100 to 120C,. 
Bis-(triethylgermyl1)-mercury is a lemon-colored, thermally-stable liquid which 
can be distilled in nitrogen atmosphere at a lowbred pressure. It is very 
reactive and, upon contact with oxygen, immediately begins to release mercury. 
Sis-(Trietnylgermyl)-mercury releases neat when reacted with benzene peroxide. 

It is sensitive to light. The photolysis of bis-(triethylgermyl)—mercury with 
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carbon tetrachloride anc >romobenzol are also described. ‘This product may be 
found to be a model substance in the study of the free-radical chain abe raera 
initiating the decomposition of organo-elemental compounds. The orige arte nas: 
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ACCESSION NR: AP4025005 . S/0062/64/000/003 /0426 /0430 
AUTHOR: Razuvayev, G. A.; Dodonov, V. A.3 Etlis, V. &. 


TITLE: Perbenzoylalkyl(aryl)carbonates. 
Communication l. Polymerization initiators for vinyl compounds, 


SOURCE: AN SSSR. Izv. Seriya khimicheskaya, no. 3, 1964, 426-430 


TOPIC TAGS: perbenzoylalkylcarbonate, perbenzoylarylcarbonate, synthesis, 
polymerization initiator, vinyl chloride, methylmethacrylate, polymerization, 
mixed acyl peroxide, benzoate radical, alkyloxy radical, phenoxy radical, 
perbenzoylmethylcarbonate, perbenzoylcyclohexylcarbonate, activation energy, 
polymerization rate 


ABSTRACT: Mixed acyl peroxides were synthesized; these will decompose thermally 
to form simultaneously, benzoate and alkyloxy radicals and thus act as effective 
polymerization initiators for vinyl compounds, Perbenzoylalkyl (aryl) carbonates 
of the general formula 
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ABSTRACT: The kinetics of the decomposition of perbenzoylcyclohexylcarbonate 
(PCC) in benzene and in n-heptane were studied. The decomposition reaction is a 
first order reaction. The activation energy (EZ) of the disintegration of PCC 

in benzene and n-heptane is 23.5 and 25.8 kcal/mol, The thermal reaction of PCC 
in benzene, n-heptane and isopropanol was studied; the reaction products were 
identified and determined quantitatively, Preliminary investigation showed 
reaction in CHCl ‘and CCl4 was complex with evolution of HCl, hence this was 
pursued no further. Pcc decomposition results in the following radical formation 
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‘The benzoate and cyclohexyloxy tadical react with solvents almost as well as 

radicals obtaineu: by the decomposition of symmetrical peroxides such as benzoyl 
peroxide or dicyolphexylperoxydicarbonate (activation energy about 30 kcal/mol). 
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increases the activity of the catalyst. Two series of experiments were carried out to 
clarify the role of each catalyst component. In the first series, the concentration of 
alkylaluminim was varied with a constant TiCl, and C,,H. content; in the other, the 
amount of Til, was varied with a constant amount of Xe,H.)3 and Ci oH . It was 
found that the variation in the Al(C2H5)3: CyoH,g ratio plays a more imPoftant role than: 
the variation in the TiClg: naphthalene ratio. . An increase in the Al(CoHs),, concentra- 
tion above a certain value decreases the molecular weight of the polymer, and in the 
presence of Cy oH the molecular weight decreases more sharply. The proportion of the 
isotactic fraction dn the polymer obtained in the presence of Cj oH varies relatively rt 
slightly with an increasing concentration of Al(C9Hs)3. With varying TiClg content fete 
in the presence of C, Hg, the molecular weight of polypropylene remains almost un~ 

changed. This recut can be explained by the essential role of the surface electron 
defects and the impurity crystals in the mechanism of polymerization. Most probably, 
the system TiCl3-Al{C2H5)3 - aromatic compound is an equilibrium system in which 
alkylaluminum, aromatic compound and their complex in solution are adsorbed to the 
surface of the bere! The strength of their bond with the active centers of the TiCl, 


varies. The variation in the activity of the catalyst with the concentration of aromatic 
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compounds is discussed in detail. As expected, in experiments with Ciph8 in the range 
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i 
of maximum catalytic activity, the degree of stereoregulation is lower than that found { 
in parallel experiments without naphthalene. On the other hand, for varying TiClg | 
content, an increase in the amount of TiClg at a constant concentratién of Al(CoHss 
and Cy9Hg (1.56 mole/liter) leads to disproportionation of the activating portion of | 
naphthalene. With a decrease in the TiCl, content, the activity of the modified catalyst 
‘decreases. The concentration of very act tive centers increases more slowly than the | 
total TiClg content. Thus, the variation in the relative rate of polymerization depending 
on the molar ratio ek H 5)3° TiCl. is smoother than that due to a varying concentration 
of Al(C2Hs)3 ata constih t 5, Fount of TiClg. When experimental data for coarsely dis- 
persed TiClg (S=12 m 2) and TiClg ground in a vibration mill (5 = 18 m*) were compared, 
it was found that the position and size of the rate extremes and the other characteristics 
of the process depend on the individual BRSCHmEne c of mICly employed. Orig. art. has: 
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